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X = N!N, PR3, SO2Ph, CN
+
Use of Ketone Enolate as a Nucleophile


























Reaction of α,β-Unsaturated Acylsilanes with  Lithium Enolates


















































































1,2-addition product Brook rearrangement
product
1,2-addition product


















Brook Rearrangement-Mediated [3 + 2] Annulation
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      THF-H2O
2. Me3SiCl
3. CF3COOH
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[3 + 2] Annulation Using Reaction of


































[3 + 2] Annulation Using Reaction of









































[3 + 2] Annulation Using Reaction of
(β-Trimethylsilyl)acryloyl)silane and Lithium Enolates
-80 ° to -30 °C
THF
-80 ° to -30 °C
THF
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X = Me, SiMe3 X = Me











[3 + 4] Annulation Using Reaction of Acryloylsilanes








































































































































ketone enolate product ketone enolate product
yield
(recovery of
   acylsilane)
yield
(recovery of













-80 ° to -30 °C
THF 5
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-80 ° to -30 °C
THF
SiR3 = SiMe2Bu





























R = i-Pr, n-Pr, t-Bu, c-C6H11
65-77%
44-70%
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A Reaction Mechanism of the [3 + 4] Annulation Using the Reaction of Acryloylsilanes












































[3 + 4] Annulation Using β-Haloacryloylsilanes





















































-80 ° to 0 °C
-80 ° to 0 °C
-80 ° to 0 °C
-80 ° to 0 °C































A Plausible Reaction Pathway for the [3 + 4] Annulation of




































Formation of Four- to Seven-Membered Carbocycles












































































































































































































R = CH3, Ph
R3Si





















































-80 °C, 30 min 
-80 ° to 0 °C
-80 °C, 30 min 
-80 ° to 0 °C











































































-80 °C, 30 min 
-80 ° to 0 °C
-80 °C, 30 min 
-80 ° to 0 °C
















































-80 °C to rt
base
OH
Oxidative Cleavage of α-Hydroxyketones



















































    Et2O
rt, 10 min
71 % (2 steps)
Grubbs'cat.II (1.0 mol%)























-98 °C, 10 min
CPME

























-98 °C, 10 min
CPME
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